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(54) CATALYST FOR PURIFICATION OF EXHAUST GAS 
(57)Abstract 

PURPOSE To obtain a catalyst maintaining its activity without destroying the 
perovskite type crystal structure even at a high temp, above a specified temp, by 
disposing a specified 1 st layer on a carrier substrate and a 2nd layer contg. a specified 
mura'pole oxide on the 1st layer and carrying a noble metal in the 1 st or 2nd layer. 
CONSTITUTION: A 1st layer 4 contg. at least alumina and further contg. Zr02 added 
or carried in the surface layer is disposed on a carrier substrate 2, a 2nd layer 6 contg. 
a multiple oxide having a perovskite type structure represented by the formula Ln1- 
xAxM03 (where Ln is one or more kinds of rare earth metals other than Ce, A is Ce or 
one or more kinds of alkaline earth metals, M is one or more kinds of transition metals 
and 0<x<1) is disposed on the 1st layer 4 and a noble metal such as Pd 8 is carried in 
at least one of the 1 st and 2nd layers 4, 6 to obtain the objective catalyst By this 
structure, the noble metal is hardly sintered even at a high hemp, above 800° C in an 
amosphere in which exhaust gas varies and high purification activity can be maintained. 
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CLAIMS 



LClaim(s)] 

[Claim 1] The 1st layer which was prepared on the support base material and supported Zr02 on addition or a surface including the 
alumina at least It is prepared on said 1 st layer and is general formula Lnl -xAxM03 (Ce or alkaline earth metal, and M of the rare 
earth metal excluding [ Ln ] Ce and A are transition metals). All are equipped with one sort or two sorts or more, and the 2nd layer 
containing the multiple oxide of perovskite type structure in which it is shown by (X x<1 , and it is said catalyst for exhaust gas 
purification of the 1 st layer and the 2nd layer with which noble metals are supported by either at least 

[Claim 2] The catalyst for exhaust gas purification according to claim 1 with which the heat-resistant oxide with which at least Ce and 
Zr, or the part that contains rare earth metals other than Ce further serves as a multiple oxide or the solid solution at least at said one 
side of the 1 st layer and the 2nd layer coexists. 
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)ETAILED DESCRIPTION 



Detailed Description of the Invention] 
0001] 

Industrial Application] Even if it uses this invention at an elevated temperature from 800 degrees C, it relates to the three way 
somponent catalyst for exhaust gas purification excellent in the purification capacity of a carbon monoxide (CO), a hydrocarbon (HC), 
ind nitrogen oxide (NOx). 
£002] 

[Description of the Prior Art] Utilization is expected as a cheap three way component catalyst for exhaust gas purification with which 
he multiple oxide which has the perovskite type structure which consists of a rare earth metal, an alkaline earth metal, and transition 
ratals purifies CO. HC P and NOx (refer to JP.59-87046A and JP.60-82138.A). However, the perovskite mold multiple oxide catalyst 
aims at using it below 800 degrees C, and when it is necessary to need high catalytic activity and and it also needs to satisfy the 
andurance in an elevated temperature in a pyrosphere 900 degrees C or more like the catalyst for automobile exhaust it cannot be 
said as sufficient catalyst That is, it will sinter, if a perovskite mold multiple oxide is used at an elevated temperature 900 degrees C or 
more, and an effective-surface product decreases, and catalytic activity falls remarkably. 

[0003] Moreover, although CO and the purification capacity 'of HC are excellent the perovskite mold multiple oxide is a little inferior in 
the purification capacity of NOx, and they are not enough to present practical use as a three way component catalyst for automobile 
exhaust Then, in order to improve NOx purification capacity, it is known that what is necessary is just to make noble metals live 
together in a perovskite mold multiple oxide. On the other hand, the alumina (aluminum oxide; aluminum 203) is known as an. 
outstanding wash coat ingredient which can maintain a high specific surface area also in an elevated temperature 900 degrees C or 
more, and is widely used by the precious metal catalyst Then, in order to consider as the three way component catalyst which can be 
used for a long time by high temperature which calls a perovskite mold multiple oxide catalyst 900 degrees C or more, it is made to 
coexist with an alumina and it is possible to add noble metals. 
[0004] 

tProblem(s) to be Solved by the Invention] When a perovskite mold multiple oxide was made to coexist with an alumina and it was used 
at the about 800-degree C elevated temperature in motor exhaust and atmospheric air. it became clear that La under presentation of a 
perovskite structure reacted with an alumina, and generated LaAl03. This LaAI03 does not have catalytic activity, but when this 
generates, the problem by which the perovskite mold crystal structure which was excellent in the catalysis is destroyed produces it 
Then, this invention uses a perovskite mold multiple oxide as a catalyst component and while enabling it to maintain a high specific 
surface area also at an elevated temperature by making it coexist with an alumina, it aims at offering the catalyst suppress [ catalyst ] 
generation of LaAl03 and it was made to maintain a catalysis. 
[0005] 

[Means for Solving the Problem] The 1st layer which the catalyst for exhaust gas purification of this invention was established on the 
support base material, and supported Zr02 on addition or a surface including the alumina at least It is prepared on the 1st layer and is 
general formula Ln1-xAxM03 (Ce or alkaline earth metal, and M of the rare earth metal excluding [ Ln ] Ce and A are transition 
metals), the 2nd layer in which all contain the multiple oxide of perovskite type structure in which it is shown by one sort or two sorts 
or more, and (K x<1 — having — ■ the 1 st layer and the 2nd layer — noble metals are supported by either at least In the desirable 
mode, Ce and Zr, or the heat-resistant oxide that contains rare earth metals other than Ce further and with which at least the part 
serves as a multiple oxide or the solid solution lives together at least in one side of the 1 st layer and the 2nd layer. 
[0006] What is necessary is just to use an alumina and a heat-resistant oxide in the condition (a configuration, grain size, purity, 
specific surface area) same with generally being used as support of a catalyst component For example, more than 20m2/g of specifio 
surface area is desirable in order to hold a catalyst component in the high distribution condrtioa Although especially the ratio of Ce in a 
heal-resistant oxide, Zr, and a rare earth metal is not restricted, Zr constitutes five to 50 atom, and rare earth metals other than Ce 
zero to 1 00 atom preferably five to 1 00 atom to 1 00 atoms of Ce so that it may become the atomic ratio of five to 30 atom. 
[0007] The effectiveness by the alumina or the heat-resistant oxide is maintaining a catalyst component in the high distribution 
condition, also after carrying out long duration use at the elevated temperature exceeding 800 degrees C. Although it can be used as a 
three way component catalyst also in itself [ perovskite mold multiple oxide ], the purification capacity over NOx is a little inferior 
compared with the purification capacity over HC or CO. Then, in order to raise the activity over NOx, little addition of the noble metals, 
such as palladium, was carried out Noble metals are supported by the PUROBUSU kite mold multiple oxide up or the pan also on the 
alumina and the heat-resistant oxide. When the supported noble metals are supported with a deposit condition by high distribution on 
the alumina of high specific surface area which does not react on the other hand, or a heat-resistant oxide by dissolution and a deposit 
phenomenon happening on the perovskite mold multiple oxide which reacts, also at the elevated temperature exceeding 800 degrees C 
under an exhaust gas fluctuation ambient atmosphere, sintering of noble metals cannot break out easily and purification activity is 
maintained by altitude. 



0008] 1 - 80% of the weight of the catalyst whole quantity of the rate of the perovskite mold multiple oxide which is one of the 
catalyst components in this invention is desirable. If catalytic activity is low and increases more than 80 % of the weight conversely 
vhen fewer than 1 % of the weight the effectiveness of an alumina or a heat-resistant oxide is hard coming to appear and is not 
fesirable. The configuration of a perovskite mold multiple oxide, grain size, purity, specific surface area, etc. should just be in the 
;ondition of usually being used as a catalyst component 

10009] The noble metals which are other catalyst components use one sort chosen from from among Ru, Rh, Pd, Os(es), lKs) ( and Pt(s) 
if a platinum group, or two sorts or more. When Pd is used among these noble metals, an NOx purification property improves most The 
imount of noble metals has 0.1 - 2 desirably good % of the weight 0.01 to 5% of the weight to the catalyst whole quantity. Even if 
mprovement in NOx purification capacity is inadequate when there are few noble metals than 0.01 % of the weight and it exceeds 5 % 
jf the weight conversely, NOx purification capacity is saturated. These noble metals are used in the condition (a configuration, grain 
size, purity, specific surface area) of usually being used in the conventional three way component catalyst Thus, the catalyst 
concerning this invention turns into a cheap three way component catalyst for exhaust gas purification which is durable also at the 
elevated temperature exceeding 800 degrees C. 

[0010] What is necessary is to use the noble-metals salt water solution which prepared pH more greatly than 4 or less and 10, to make 
noble metals sink in or adsorb, to make it support with the process which makes noble metals support among the approaches of 
manufacturing the catalyst of this invention, and just to calcinate after desiccation. In the case of the approach of making pH of a 
noble-metals salt water solution four or less at the process which makes the noble metals live together As a water-soluble noble- 
metals salt chlorides, such as PdCI2, PtClZ and RuOI3.3H20, Dinrtro diamine salts of that a water solution indicates strong acid nature 
to be, such as nitrates, such as Pd (N03)2. Ru (N03)3, and Rh (N03)3, Pd(N02)2(NH3) 2. and Pt(N02)2(NH3) Z etc. are desirable. 
[001 1] In the case of the approach of making pH of a noble-metals salt water solution larger than 10, and supporting noble metals 
Tetrapod amine palladium dichloride Pd(NH3)4CI2 and tetra-amine palladium oxalate (NH3) (OH) Pd 4 [ whether it prepares and uses so 
that aqueous ammonia and an acid may be added in basic water solutions, such as 2, and it may be set to pH>1 0 and ] Nitrates, such 
as chlorides, such as PdCI2, PtCI2, and RuCI3.3H20, and Pd (N03)2, Ru (N03)3, Rh (N03)3, Or it prepares and uses so that aqueous 
ammonia may be added to aqueous acids, such as dinhro diamine salts, such as Pd(N02)2(NH3) 2 and Pt(N02)2(NH3) 2, and it may be 
set to pH>10. 
[0012] 

[Effect of the Invention] Activity can be maintained without destroying the perovskite mold crystal structure also at the elevated 

temperature exceeding 800 degrees C, since the laminating of the 2nd layer containing a perovskite mold multiple oxide was carried out 

on the 1st layer containing the atumina supported with this invention on the surface or it added ZK)2 and noble metals, such as Pd, 

were made to five together. 

[0013] 

[Example] 

(Example 1) Drawing 1 expresses the partial cross section of the catalyst bed formed on the cordierite honeycomb support base 
material 2. 4 [ layer / 1 st ] is formed, on the support base material 2, the alumina processed by Zr02 and heat-resistant Seria 
(Ce0.65Zr 0.30Y0.05) (02 multiple oxide) Dved together — on the 1 st layer 4, the same heat-resistant Seria as the perovskite mold 
multiple oxide (U0.8Ce0.2) (Fe0.6Co0.4) 03 and the above lived together — 6 forms the 2nd layer — having — **** — the 1 st — 
layer 4 — and the 2nd layer of palladium 8 is supported by 6 as noble metals. 
[001 4] Next how to manufacture the example of drawing 1 is explained 

Procedure 1 : The ion-exchange-water 50 weight section is added to the gamma-aluminum 203 powder 100 weight section of 
pretreatment marketing of an alumina, and is agitated and infiltrated into it Next the zirconium nitrate (ZrO 2-minute wtfs)[ 40.12] %) 
49.9 weight section is dissolved in the ion-exchange-water 50 weight section, and rt holds for 30 minutes and is made to agitate in 
addition to 20gamma-a1uminum 3 powder which carried out water previously, and to adsorb at 40 degrees C. Then, it is made to dry in 
the oven which carried out the temperature up to 1 10 degrees C. After agitating well every 30 minutes and dispersing moisture, it is 
made to dry at 1 10 degrees C for 12 hours. After calcinating the dry powder at 600 degrees C in atmospheric air for 3 hours using an 
electric furnace, the mortar ground in magnitude of 1 80 micrometers or less, and 20aluminum3 powder which made the front face 
distribute detailed ZrO 2 was obtained. The weight ratio of aluminum203 and ZrO 2 was 10:2. 

[0015] Procedure 2 : The heat-resistant oxide which has used as support with the manufacture alumina and perovskite mold multiple 
oxide of heat-resistant oxide Commercial cerium oxide powder of high specific surface area (2/g 0e02 specific surface area of 130m) 
99.9% of purity and TREO(all rare earth oxides)1 1 1 .9g are prepared. To this, 147.9g (contained 25.0% of the weight by Zr02 conversion 
in liquid density 1.51 and liquid) of oxy-zirconium-nitrate (Zr02 (N03)) water solutions. And 26.0g (contained 21 .7% of the weight by 
20Y3 conversion in liquid density 1.62 and liquid) of nitric-acid yttrium (Y(N03) 3) water solutions was added, and it dried in 10-hour 
atmospheric air at 1 10 degrees O, having agitated well and mixing. Then, baking was performed at 600 degrees C in atmospheric air for 
3 hours, and about 150g heat-resistant Seria {(Ce0.65Zr 0.30Y0.05) 02 multiple-oxide} was obtained. 

[0016] Procedure 3 : The preparation approach of manufacture approach perovskite mold multiple oxide (La0.8Oe0.2) (Fe0.6Oo0.4) 03 
powder of perovskite mold multiple oxide crystal powder is explained. 1 03.9g of lanthanum nitrates, 26.1 g of cerium nitrates, 34.9g of 
cobalt nitrates, and 0.31. of water solutions which dissolved 72.7g of iron nitrate in pure water were prepared. Next 0.51. of water 
solutions which dissolved 50g of sodium carbonates as a neutralization copreciprtater was prepared The neutralization coprecipitater 
was dropped at the previous water solution, and the coprecipitate was obtained. The vacuum drying was carried out after rinsing the 
copreciprtate enough and filtering it This was ground after baking in 3-hour atmospheric air at 600 degrees O, and rt calcinated in 3- 
hour atmospheric air at 800 degrees O after that and ground further, and the powder of O(Fe(La0.8Ce0.2)0.6Co0.4) 3 was created. 
[0017] Procedure 4 : The aluminum203 powder 100 weight section [ finishing / Zr02 processing ] obtained in the support procedure 1 
of an alumina, the heat-resistant Seria powder 50 weight section obtained in the procedure 2, the alumina sol (aluminum20 3-minute 
wt(s)[ 1 0.23] %) 40 weight section, and the aluminium nitrate water-solution (what dissolved the aluminium nitrate 7 weight section in 
the pure-water 8 weight section) 1 5 weight section were mixed with the pole mill with the pure-water 97 weight section for 1 2 hours, 



md the slurry was obtained The excessive slurry was blown off and homogeneity was coated, after making this slurry flow into a 
sordierite honeycomb. After drying the honeycomb behind a slurry coat at 1 20 degrees C for 1 2 hours, in air, it calcinated for 1 hour 
md 250 degrees C of alumina support honeycombs were obtained. The amount of support containing an alumina of the 1st layer was 
iO weight sections per honeycomb capacity of 1 1. This condition is in the condition with which an alumina [ finishing / Zr02 
>rocessing ] and heat-resistant Sena coexisted on the support base material 2 of drawing 1 in which 4 [ layer / 1 st ] was formed 
0018] Procedure 5 : The perovskite mold multiple oxide powder 75 weight section obtained in the support procedure 3 of a perovskite 
nold multiple oxide. The heat-resistant Seria powder 15 weight section, the ceria sol (solid content 10wt%) 50 weight section (the solid 
content 5 weight sections) which were obtained in the procedure 2, And it mixed while the ball mill ground the zirconia sol (solid 
intent 30wt%) 3.3 weight section (solid content 1 weight section) with the pure-water 48.7 weight section for 12 hours so that total 
solids might become 50wt(s)%, and the slurry was obtained. The excessive slurry was blown off and homogeneity was coated, after 
naking this sluny flow into the alumina support honeycomb obtained in the procedure 4. After drying the honeycomb behind this slurry 
:oat at 120 degrees C for 12 hours, the honeycomb-fike sample which calcinates at 600 degrees C among air for 3 hours, and has the 
support layer (the 2nd layer 6) of a perovskite mold multiple oxide and the heat-resistant Seria coexistence on an alumina support 
ayer (the 1 st layer 4) was obtained. The support layers of a perovskite mold multiple oxide and the heat-resistant Seria coexistence 
were 90 weight sections per honeycomb capacity of 1 L 

[0019] Procedure 6 : 38 weight sections measuring of the support palladium nitrate solution (Pd concentration 4.4wt%) of noble metals 
Pd was carried out so that it might become the 1.67 weight section by part for Pd the ion-exchange-water 50 weight section was 
added, and it prepared to pH<2 (an actual measurement is pH=1 .8). rt was immersed, the honeycomb-like sample obtained in the 
procedure 5 in this palladium solution was held at 40 degrees C for 2 hours, and Pd was made to adsorb. Then, after making it dry at 
1 20 degrees C for 1 2 hours, it calcinated at 600 degrees C in air for 3 hours, and the catalyst sample of drawing 1 was obtained 
[0020] (Example 2) Drawing 2 expresses the 2nd example. The 2nd layer is different at the point which consists of that with which the 
thing on the 1 st layer 4 with which the alumina on the cordierite honeycomb support base material 2 processed [ Zr02 ] and heat- 
resistant Seria coexisted as compared with the example of drawing 1 with which 10 supported the palladium 8 of noble metals to 
PEBUSU kite mold multiple oxide powder, and heat-resistant Seria coexisted. 

[0021] Next the .manufacture approach of the example of drawing 2 is explained Palladium is beforehand supported with this example 
to the perovskite mold multiple oxide powder obtained in the procedure 3 of an example 1 . As the approach, 38 weight sections 
measuring of the palladium nitrate solution (Pd concentration 4.4wt50 was carried out so that it might become the 1.67 weight section 
by part for Pd the ion-exchange-water 50 weight section was added, and it prepared to pH<2 (an actual measurement is pH=1.8). The 
perovskite mold multiple oxide powder 75 weight section and the pure-water 20 weight section which were obtained in the procedure 3 
were added to this palladium nitrate solution, and it agitated enough, and held for 30 minutes at 40 degrees C. Then, after drying at 120 
degrees C for 12 hours and calcinating at 600 degrees C among air for 3 hours, continuing churning, the agate mortar ground and a 
180-micrometer mesh was passed. The palladium added to the perovskite mold multiple oxide powder 75 weight section is equivalent to 
the 1.67 weight section by part for a metaL After forming 4 t layer / 1st ] in the support base material 2 like the procedure 4 of an 
example 1 , in the process which forms the 2nd layer in the procedure 5 of an example 1 , 1 0 [ layer / 2nd ] was formed using Pd 
addition perovskrta mold multiple oxide powder which replaced with perovskite mold multiple oxide powder, and was obtained in the 
above-mentioned procedure, and the honeycomb-like sample of drawing 2 was obtained 

[0022] (Example 3) Drawing 3 expresses the 3rd example. The layer which made the alumina with which the 1 st layer of Zr02 
processing is not made as 12, and heat-resistant Seria live together is formed on the support base material 2. and Zr0214 is supported 
by the surface, a perovskite mold multiple oxide and heat-resistant Seria were made to five together on 1st layer 12 — 6 forms the 
2nd layer — having — the 1 st — layer 1 2 — and the 2nd layer of the palladium 8 of noble metals is supported to 6. 
[0023] The manufacture approach of the example of drawing 3 is explained When coating the support base material 2 with the 1 st layer 
in the procedure 4 of an example 1, it replaced with alumina powder [ finishing / Zr02 processing ], and alumina support honeycomb 
support was obtained using 20gamma-aluminum 3 unsettled powder. Next, this alumina support honeycomb was immersed in the 
solution which added the pure-water 378 weight section to the oxy-zirconium-nitrate (Zr02 (N03)) water-solution (it is 25.0wt(s)% by 
liquid density 1.51 and Zr02 conversion) 72 weight section, and the whole quantity of a solution was made to stick to it then, the 1st 
layer 1 2 top with which it is made to dry at 1 20 degrees C for 1 2 hours, it calcinates at 600 degrees C for 3 hours, and an alumina and 
heat-resistant Seria coexist — ZrO two-layer — the honeycomb-like sample in which 14 was formed was obtained. Using this 
honeycomb-like sample, the procedure 5 and procedure 6 of an example 1 were performed one by one, and the catalyst sample of 
drawing 3 was obtained 

[0024] (Example 4) Drawing 4 expresses the 4th example. 12 is the layer with which an alumina and heat-resistant Seria coexisted as 
well as drawing 3 , and is supporting Zr021 4 [ layer / 1 st ] on the surface. 1 st layer 1 2 top — the 2nd — as layer 1 0 — drawing 2 — 
the same — the layer with which what supported palladium to perovskite mold multiple oxide powder, and heat-resistant Seria 
coexisted is formed. The method of manufacturing the example of drawing 4 can form layers 1 2 and 14 by the same actuation as an 
example 3. and can carry them out by combining actuation of the 2nd-layer 10 formation of an example 2 on it 
[0025] (Example 5) Drawing 5 expresses the 5th example. 4 [ layer / 1 st ] is the coexistence layer of the alumina processed [ Zr02 ] 
and heat-resistant Seria which were formed on the support base material 2 as well as the example 1 . a perovskite mold multiple oxide 
and heat-resistant Seria lived together on it ■— 6 [ layer / 2nd ] is formed The 1 st layer of palladium 8 is supported by 4. In the 
manufacture approach of the example of drawing 1 , the example of drawing 5 can be manufactured, if the 2nd layer of the formation 
sequence of 6 and support palladium 8 is replaced. 

[0026] (Example 6) Drawing 6 expresses the 6th example. The structure of the 1 st layer is the same with the example of drawing 3 , 
and Zr0214 is supported on the coexistence layer 12 of the alumina with which ZrO 2 processing is not made, and heat-resistant 
SERUA. The coexistence layer 6 of a perovskite mold multiple oxide and heat-resistant Seria is formed as well as the 2nd layer of 
drawing 5 on the 1 st layer 1 2. The 1 st layer of palladium 8 is supported by 1 2. The example of drawing 6 can be manufactured by 
performing the 1 st layer of formation of 1 2 and 1 4 according to the example of drawing 3 , and performing the 2nd layer of formation of 



according to the example of drawing 5 with support of palladium 8. 

0027] (Example 7) The 7th example removes the 1 st layer of the 2nd layer of heat-resistant Seria from 6 with 4 in drawing t . The 2nd 
jyer is the formation procedure of 6. it can omit 4 and adding heat-resistant Seria, respectively, and the 1 st layer of the example of 
Irawing 7 can be realized by the production process of the 2nd layer by [ of the example of drawing 1 ] making the amount of 
>erovskfte mold multiple oxide powder into 90 weight sections. 

0028] ((a) The example of a comparison) The example a of a comparison supports palladium in the coexistence layer of the alumina 
vith which a perovskite mold multiple oxide, heat-resistant Seria, and Zr02 processing are not made. The example a of a comparison 
;an skip procedures 1 and 4 in the example 1, and can manufacture them by adding the alumina 60 weight section by which Zr02 
processing is not made in the procedure 5, making pure water into the 108.7 weight sections, and making the support layer of a 
lerovskhe mold multiple oxide, heat-resistant Seria, and alumina coexistence into the 180 weight sections per H of honeycombs. 
0029] ((b) The example of a comparison) The example b of a comparison supports 20Pt-Rh/aluminum3 catalyst which is a catalyst for 
urtomobiles already put in practical use to cordierite honeycomb support The Pt-Rh content was the 0.54 weight section. The catalyst 
specification of an example and the example of a comparison is shown in Table 1 , and the measurement result of each catalytic activity 
s shown in Table 2. Table 2 shows 50% purification temperature after the first stage and a durabiBty test 
;0030] 
Table 1] 




[0031] 
[Table 2] 
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[0032] Measurement and the durability test of catalytic activity were performed as follows. 

Activity was measured for each sample supported by the measurement honeycomb-like (number of eels 400-/inch 2) cordierite 
support (the diameter of 30mm, die length of 50mm) of catalytic activity by the following model gas. The inlet gas temperature to a 
catalyst shows gas temperature, it carries out a temperature up from a room temperature, and makes purification temperature 
temperature to which each of NO, CO, and HC (C3H6+C3H8) fell to 50% of initial concentration 50%. 

[0033] Moreover, rich gas and lean gas were switched for every second, respectively. Space velocity (SV) of the gas stream which 

passes along a catalyst was made into 30,000-7time amount 

[0034] 

Rich gas Lean gas CO 2.6 % 0.7 % HC (CI conversion concentration) 0.19% 0.19% H2 0.87% 023% C02 8 % 8 % NO 0.17% 0.17% 02 0.65% 
1.8 % H20 10% 10 % N2 Remainder Remainder [0035] The rich gas and lean gas of the durability test above were switched every 5 
seconds, it repeated at 900 degrees C for 30 minutes, the cycle of 30 minutes was repeated 15 times at 750 degrees C, and the 
durability test was performed. Catalytic activity was measured by the aforementioned approach also after the durability test 50%, each 
catalyst by this invention has low purification temperature, and excels the example of a comparison in catalytic activity. Moreover, 
although LaAI03 (JCPDS card No.31-0022) which the perovskite mold multiple oxide and alumina which are a catalyst component 
reacted, and was produced was detected in the example a of a comparison as a result of measurement by the X diffraction of the 
catalyst after a durability test LaAI03 was not detected from the measurement result of each example. 
[0036] When CO and the NOX purification engine performance are raised and are further supported also in a lower layer by 
concentrating only on the maximum surface and supporting, HC purification engine performance of Pd improves. Especially when it 
supported only in a lower layer, HC purification engine performance improved. The perovskite mold multiple oxide and the alumina were 
divided into another layer, and were formed, the reaction of a perovskite mold multiple oxide and an alumina was prevented by making 
an alumina particle front face or an alumina layer top face distribute Zr02 further, and it became clear that catalytic activity could 
maintain also at an elevated temperature. 
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Brief Description of the Drawings] 

Drawing 11 It is the important section sectional view of the 1st example. 
Drawing 21 It is the important section sectional view of the 2nd example. 
'Drawing 3] It is the important section sectional view of the 3rd example. 
Drawing 4] It is the important section sectional view of the 4th example. 
^Drawing 51 It is the important section sectional view of the 5th example. 
[Drawing 6l It is the important section sectional view of the 6th example. 
[Description of Notations] 
2 Support Base Material 

4 1 st Layer with which Alumina Processed Zr02 and Heat-resistant Seria Coexisted 

6 2nd Layer with which Perovskite Mold Multiple Oxide and Heatrresistant Seria Coexisted 

8 Supported Palladium 

10 2nd Layer with which what Supported Palladium of Noble Metals to Perovskite Mold Multiple Oxide Powder, and Heat-resistant 
Seria Coexisted 

12 Layer with which Alumina Which is not Processed Zr02 and Heat-resistant Seria Coexisted 
14 ZrO TwoHayer 
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(57) [gft] 

«ffi!84«^-C*iJ:5K-r54tfe«:. LaAlO, 
[«BS1 SfcS*t2±«:ttZ r 0,T«HISft;fc7» 

yri*9M¥L/c»216*^6S$n'C*jO. SHH4 
Sy»28 6 tCttS^ISi l,r /<5S>$ A 8 *sfijf § n 




mm i j m#mt±ic&tt sn. 4>ft < 4 fcr;v 

5 **S*Z r 0, *8SffilXtt3yBK!18l-fc$& 1 1 
4. UIB^llitcaW^tl-filSLn.-xAxMO, 
(Ln«Ce*&<#±S£II. AttCeXtt7**»; 

_L 0<x<l) r^StiS^a^^^hStfSOfi 

d>ft < 1 1, i»i**i*««:g3fea*sa^3 n-c (,> max* 

[18*52] 6JI2SllB4Sil2Jl©d>ft< 4 «>-;&«: 
«C eKtf Z r .' XttS 6>KC e fctf^±H£R*S 

[»HDI*aft6»l] 
[0001] 

t£SLt©;PJII£lf] *&IJ3tt8 0 
Tfc-fiKtiiSR (CO) . Iftfc** (HO SDfSibS 

* (nox) <omtwj«.tktitcm,t}xmmEjt» 
«ecH**fc©-c**. 

[0002] 

iMb&tt. co. HCRvnoximttzsmmsi, 

HB35 9-8 7 046^2^. 813836 0-8 2 1 3 8 

jStt8oo-caT-cffi«-r-5©ta«ibrfc»). e» 
sswxjBfcae©.* 5K9 o o "ctu:©isja««ctoi,»r 

*£m*$*fttcl*. -HMrjlS§4B*»ilfcl». fft 

«u-?x»4 vmsiG&itm* 9oo*ceoi© 
»r^rs4i^i/cw*^B»Wfei>u asss 

[ 0 0 0 3 ] -en:/**-* »-sa£K<b*8ttC 

ffl«c{£T*ictt-Hj-cttft<,>. -ecr. NOxfrfbSfcfr 
^n^a-f l-gtgSiMtW:S£ 

JI£^3i**ltf«fcl>C4jWilfc*VC<,>.5. 7* 
5* (»{t7A-5-9A: Al,O,)«9 0 0*Cfclh© 

Sfitcte^-c fcm»H:SiiiS%«Jf -T 5 C 4 ©-C* 5« 

aa^MbWK* 900 -cKLhii» r )i.'> ftsss-c 

[0004] 
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2 

*^*r8 0 0 , cgg©fi5&-c&Eurir»*4. -<P 

h«iS©!afiJ4>©La*«7;l'5tiSl£l/TL 
aAlO,*4J0E1-5Ci*JW3Lfc. COLaAlO, 

^ittJifi^il/. 7*s*4£#i*tt*t4K: < l:o 

xmx-b&^mmzmx-* 5 k-t* 4 4 t> 

10 K. LaA10,©^4»*Tll^fftl*Si8S^ 

«t 5 k l itm&mm-z c 4 *@W4-r * *>©-ea 

[0005] 

^ZrO,4^MX(4S®tcfi^Ufcmili. •?© 
Sl@±(CS»6n-fiSSCLn»-xAxMO ) (Lntt 
Ce*BK#±8£B. AttCeXtt7A<*HJ±S& 
@L m»s»^s-c. C>-f*ifciaX»2atLb ! 0< 
20 x< 1 ) •c*StiV«n7x*7-f h£«|jI©«£iMb13j 
=fcgtf^2ISit«^.. SlBi®2B©iJ>Ja< itt,v 

mB482B©d>ft<4fc-;m»:CeRtfZi\ X 
«s e,«cc ejy#©#±»£K*£&. 4>ft < 4 fc-as 
*m£IMb«sXts@iB&4 ft tMMOttjm 

[0006] 7)^ 5 ^^WJfettKitatt-fflKjfflSUE* 

©a(*4i/-cffit,»€.n-ct>*©4ig«©tt« obk. & 
30 at3:jffi«^%isa»ttasK:fi^rsfca>. 20 m 1 / 

g£U:#S3:U>. BiHSM4K<b«!'$'©Ge. Zr. £± 
ii^S©it*B«FKiIKS*ittt,»36i, CeOlOOII* 
(CJtU-CZ rtt5^1 0OS-7-. *?*Ktt5~5 01I 
CefeW©#±3&£JStt0~ 10 011*. »*L/< 
tt 5 - 3 0 mvM* it 4 ft i i ^ JC«fiJf 5. 
[0007] 7*5**>litt&ttB<t«JK«fcSa«». 8 

0 0 •cfcfiit.s&a-cgBSifflffiffl L,tc&x t>mtti&i 
mmmicmtzttx'*,*. ^u-fxnAYm. 
£mmztimt>=m&t bx&mx-z iv. no 

t-c^^or^s. -ec-c. NOx(c»f5f§t4*a 

itnsmtewztzm?**! \-§m&wtm±x'a 

a©7^ 5 t*»i«RttK{bia±-ci*ffba«si'csf»»tc 

800 -cstsitiBfi-cfea&Ko^e^esK < < . 
50 mummsucmstiz. 



3 

[0008] xmicwzims&oi -s-cas-sn 
fx * a v wsimmoti^mm^&o 1 - 8 o a 

ffi<. ffifc8 0£t%J:9£<&S£7rt'S*« : 'iiJ*M4 

*t>A Ymm^mmom. tut mk. itusstft 

[0009] flfe©ttS^T**ft£KttG£B5©R 
u. Rh. Pd. Os, I rRCfPt©5£*>e>j8tftt 
fclSX»2aJ6l±4ffll<»5. c*ie>©s&s©55P 
d£J8l>fc«£KNOx£{l^**t>|6l-t1-S. ft£ 

jscsttwa&fiKStbo. o i~5fis%. s*l< 
«o. i~2gs%*y:i,>. g&is#o. oi«g%J: 

0<J>fct>l§£«NO x^tfifc^J©ISl±*^T+»■C*•) . 
JSK5S«%«rJM.T:«>NOxjWfct«J*ifiSirf*. C 

n6g^{i6£3R©=7a4ia»c4si.»-ca^ffli>6n-ci,> 
■sttffi as. ms. itmm) -cm>z. c© 
i^K. *$HBfc***jttmt. 8oo*c=&aits?t&a 

[ooio] xmomim&rzm®')*,. s& 

H%£#Stf*Ig-C. Jt£JSfc*jSft©pH*4«T 
^tta^SttiU-CJtPdC 1 
,. PtCl,. RuC l,-3H,Otr£©*<fc». Pd 
(NO,),. RuCNO,),. RhCNOO.tti'CSlffi. 
P d (NO,), (N H, ), . P t (N O, ), (N H,), & £*©i> 
-hn5/T5>fi«cf. *jg«*^tt=fe*-rt>©^» 

[0 0 1 l]g^ia*&?£©pH£10i:D*#<L 
Tft^JSSjatTi^O^tt. ^ h v 7 5 V> 
VlKVtnvA KPd(NH,),C l,*>f-h5T£>^ 
A*K£P d (NH,)« (OH), &£'©*Stt*j8 
fcKT>*-7*^K*$llDUrpH> 1 0Kft*<fc5 

ccsBKt,-cj§<,»s*». Pdci,. Ptci,. Ruci 

,-3H,0&<£f©fc{t«J. Pd(NO,),. Ru(N 
O,),. RhCNO, \UE<omm. XWPd(NO.) 
i(NH)),, P t (NOi), (NH,),& 4*©y - F aS>7 

>i otc<t5j:^(cast<rffli,>5. 

[0012] 

[»93©*&iH] *«!?-CttZ r 0,£S*DWcXtt3Ua 

P&zntco-c* soo-ctM^swaTfe^a^* 

[0 0 13] 



t) ^HJP7-8031 1 

4 

mm] 

(IUSW1) Hltt=>-i>*5-f hMi*AS»SW2 
±«:0)S3nfcMSSE®©SI5^»rffi^toL/fcfe©-C* 
-5. 2 ±(CB Z r 0, "CJttJIS hfcTJl' 5 1 b 

iBJSl-feyr <(Ce..„Zr..,.Y...,)0,8£iMb 
U) *J*#bfc»ll4<p^sn. *©»1!4±«: 
tt-^n^X*^ h39££S<fc!&(La. ..C e , .,)(F 
e,.,Co,.,)0, iWffii PI DBSl-fe »J 7#*£Lfc35 
2H6*JSfiJ$nT*9. «114RCf»2B6{C«a 

io &nii/-o^y , >A8jWi8sn-a>*. 

[ 0 0 1 4 ] 0 1 ©HffiWteSSi-f *:£fc«C-X> 

gjj : r;V5^©u«m 

rU»©r - A 1 , O,©* 1 0 0 SfiSSK -f * 5 

osag^im*.. j&fu-csas**. m&?* 

3i*(ZrO,»40.12wt%) 49. 9SSS&* 
^*>£ft*5 0fifiSKC?8Wl/. Jfcfc£*StffcT- 

Ai,o,®micmz.rimu 4o-c?3o#ifflS3ti, 
rRgse*. ^©&. i io-cecsasefct-^> 

20 +-Cfaa$^4. 3 0£t:i«:<i:<S#U *a£3lft 
3i*fc&. 1 1 0-C-C1 2B$fflfe*i3tf*. mitd® 

smss^ffl^-c^tirceoo-crs^ffl^u 

fc&. »»-Cl 8 0 jtmerFO^tStcSftU s^fflft 
Z r 0, 4^fflK»St§«fcA 1 , O,©**©*. A 1 , 
O.iZrO.CSfitfcttlO : 2-C*\>fc. 

[ooi si £12 : mpmmmvm. 

bxm^ S c £ ©* SHilM4&ft««;£. r}?S5©^lfcSffi 

a©sffc-fe u a©* (c e o, tbssa 1 3 o m* / 

30 e. OK9 9. 996XTREO (±*±JBK<U!) ) 1 
11. 9gr4JBSU cnK^+^SK^a-'JA 
(ZrOCNO,),)*jS«OatSl. 51. UffltZr 
O s fe»-C2 5. 0Sfl%S*n*) 147. 9*. S 

t^K-f9hy9MY(N0,),)*S8(?£tt£l. 6 
2. ««f>lCY > 0 J ft»-C2 1. 7Sfi%#iEni) 2 

6. OgfcUQ*.. *<t^Utig^J3:*56i lo-cr 
10l^3*a>t>rKJILyi:. *©». ^*-C6 0 0-C 
-C3Btffl&JiS«7&K Sil-fe'JT {(Ce..„Z r.. 

,.Y...,)o,a^ta) *fii boentc 

40 [00 16]£)i3 : ^P5"X*>f>att^t«J 

-so ^ * V g«£BMt«J(L a , ., C e . ., )(F e . ., 

10 3.9*. 8tK-fe'J$A28 .1 s, 1593/^ h 3 
4.9 k. BiKfc7 2 .7 gifB^KgdfLtc^qSiKO . 
3 V ? H^iffiSbfc. ^K. ttifn^SKlli l/TKKt 

h <; a 5 o g *?§fSUc*igi£o .5 y 9 h^*fflg 
ufc. *»*^*£©*i&fcK:8iTu 
it. •e-©*stsj*+»*«feL. jaflufca. m.mb 
so fc. cn%6oo*c-c3^iai^tf>-ci^a. ©»u. 
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*©ft. 8 0 0'Ct?3^ffl^4'"CglBl*ffft<->. 

(La...C e. .,KF e. ..C o, .,)0,©© 

limbic 

[0 0 17] Ml : 7;us*©ffl# 

rufcz ro.m&ttfOA i ,o,©*i o om. 

SSP, #»2T&fclHft*y7t&;fc5 0£fiSk 7*5 
t>/JV (A 1,0,£1 0.2 3 wt%) 4 0SfiS5. S 
OTeKT^5-->A*iS« (i§K7*5- , !>A7Sa8P 
*«*8Sfig?KiglSl/fcfc©) 15£SS|S4tt*9 7 
£fiSl££fc{C#-JVS.>MCT:i 2B3RJ8£U *5'J ID 

4lsifL1c X5'J-3-b«©^-*A*12 0 , C-C 
1 2«$HBft*il,fcSL ££WC2 5 o-c. 1 BSHS&SU 
T7* 5 Afcfcfc.. 7AS^%Stf^lB 

ote. C©tt8BttB 1 ©JIf*Stt2 .kfcZ r O.iffiJISr 
*©TA 5 * £»&•*: !> 7 £#&SFl/fc» 1 14 «frdt 

[0 0 18] £05. : hS«^»(k?J 20 

a. *>■ 2 T»fcH«nj <j r»* 1 5 aa®. * u t </ 

■IV (H££ 1 0 w t %) 5 0 ESS (B^-C» 5 Sfi 
S) . SCf^n-r^ (@#£3 0wt«) 3.3 
fifig? (H^-Ctt 1 SBSB) £BJfc&#5 0 w t 
%£&*<»: 5 fctt*4 8 £ «>fc#-;V5 A 
KJ:») l 2mmbt£ifihm^bxx^ y-*?ifc. 

c ©x 7 -&3MB4 -C»fcT^ 5 * Afc» 
C©*-5'.;--:3-h&©>v=-*A*l 2 0 

•en zi^isKas-efca. stweoo-c-csnsfflfc 

&bXT)\>i+imm (SHB4) ©iK^n^*-f 
hS»^{t&£»J»i2'J7*#©£8B (I&2B6) 

&£&{M35£B«l-fe 'J 7ft#©!H#Btt^-* A§S 1 

» huso 9 o«tar*-5fc.' 

[0 0 19] #06 : ft£JIPd©e8 
mi'^V^mtL (PdjgS4.4wt%) £Pd£ 
"CI .6 7SS8&t&*J:5tt:3 8fiSSSl-8l<« 4* 40 
>£&*5 0SeS*ttl;*.. PH<2 (HaHB«pH = 

1 .8) KBSRUfc. C©/<5y'?Aj§jB[K:«l5 , C» 

-CPd%8S«S1*fc. *©&. 120-Cri2B#HK» 
0 0-CT3B$|B!jBJ5U Hl©tt 

[0 0 20] (HJ6W2) a2«»2©Hltmab 
t. Hl©£ife0J£lt«f*£. 3-5?j7-fhAift 
Aa#Stf2±©Z r O l ®m?>7fritt%m*') 
7£#&#l/fc£li4±©SI2Bl 0#. -^xa-f » 



hS«^K<b«5©*«C§^S©/-!7y ? A 8 £!i&bfc 

fc©t8»«i-fe'jri*s^ucfc©*'e.ftSjS-cfflau 

[ 0 0 2 1 ] *K. ®20>mW0M&3&W>XISi 
mi. C©^J60?-C533lttWl©*II3'C»fc^ay 

4.4wt%) 4Pd*m .6 7Sfi9ltft5i5(C3 
82SaStSU ^>£8*5 0SS2|5*lll!*.. PH 
<2 (Hi»ffittpH = 1 .8) KHMl/fc. C©fl?K^ 
5y"5AjgffiK:#«l3-c#te^ci^*^ h£8£Ktt 
«J»*7 5SS$£ft*2 0£g3£«>t)*.T+a«# 
U 4 0*C?3 0#fg|{B$l,fc. *©SL 

2 0-CTC1 2^fB»£«IL.. ^4>6 0 0-C-C3i« 
HSISEbfc». S>©5?ltt-Ct&ftU 18 0/tm©.*? 
->»£Sfi*ttfc. ^n:rx#4FSlS£IMI$J»;*7 
5aaSPK»L.»llPt/t^5i>f A«^S»"C1 .6 7 

2K^114%««l/fca. IUII5il©#)t5-C02S 

»*Kftitr±E©#«rSfcPd^iK<n^x#-f h 

£8£«{t«5»;fc£m»-C&2 B 1 0 «&l£U Bl 2 © 

[0022] (J36083) B 3t*#3 <DmmWZ$it>b 
fct>©"C* 5. £tfgtt2 ±KS 1 B 1 2 i LX Z r O 
,^^4 $4vCI,>&C>7;V 5 ^ &BB« 9 7 £ 
S-ttfcB^6J$n. -e-©*BKZ r 0, 1 4*Jffl«S 
n-Cl»5. 3S1 Bl 2 J:K^nyx*-f hfia^BMt'ft 
£BJ»-fey7£%*SS-l**«2B6*5^SJS4i. $1 
Bl 2Rtf$2B6KS£H©A-5i/'?A8«:ffifcl/t 

[0023] ®ivmffl<v&3£t5&K-'?^xmit 

*. 3U60i(l©^«4-CStt««2tC01B'&3-7 i ^ 
V^fSfg. Z r 0,*Biar#©7JV 5 ^S^Kft^-C 
^fflB©T - A 1 , 0,»*«r»ur7*5 
AfiftiSfc. ^XtC. **t'mKyj»'3-^A (ZrO 
(NO,) ,)*i§»<iKifcSi.5K ZrO,ttSr2 
5.0 wt%) 7 2£S9t(C^K3 7 8£B^ttI^ 
SffitC. C©7;V5^fiJfAi*A«ra«l/. Sffi©^ 
fi*»BS-e-fc. *©». 1 2 0-CC1 2^FtBJf£»3 

6 0 0 < C-C3^FlffljKSEl/"C7;U5t£KJ»-fe , ;7*J 
P&tZn 1 B 1 2 ±«CZ r O.B 1 4 4$lSl/fcAi 

^Atty-^^u^fc. c©^-*A«-y->^ji'*ffli,> 
■t\ mmozmRv&mezffimvx. @3© 

[0024] («fc«4) H4tt»4©ittt«itBtoL. 
fcfc©-C*S. aiB12tta3£HD<7JP5^£i5f 
{ft-fe'^^ftStfeB-CftO. ^©SBtCZrO.M 
4ffii#l/-a**. SK 1 B 1 2±(CS2B 1 0 £ 1/T02 
£0C. -tn^*-{haffi^B[t«)©*«:A7i?^A 



(5) 

7 

t/fc t>© am* 9 7 tifim btcsm^t n 

•CM. H4©Sdt«^Sfi1"S^ft«. m 1 2. 14 
©J&SfclSfeW 3 40 D»f¥tc J: Oifftl.'. *©±K£ 
flHH2©MJ2B 1 0#li&©&ffi*ffl*6fctf*C4«CJ: 

[0 02 5] (g*60!l5) H5tt£5©HifceJ«r3*bl' 
/cfc©?**. SlB4«JHtSWltlHIC<ffl*S«2 
.kKJ&SSftfc.Z r 0,m&»7* S *4ffllk-fe 'J7 

&4BflR*tf7©^0fcSI216##JS3nTl>*. 10 
S114«ctt/<9y-5A8<«iS3nr^5. B5©£ 
IfiWti. 01©«ifiF!l©»jfi*»K45UT. H2B6 4 

tBt^^s? ■> a 8 ©KsamAft&A wass-r* c 

[00261 (*tt«I6) BBttSIBOSIifefllfcSbb 
fcfc©-CA*. »ll©»JtttH3©^»WiPIC<. 
Z r O.aa^^Snr^tt^TJl'S^iWSl-fe^ri 
©*#B 1 2i«cZ r 0, 1 4 **iffi#Sftfc *>©*?* 
5. *©f&lB12±tCH5©S&2H4P0<. 
X* A h Sffi^KftSJ iftjft-b 'J 74 ©&#B 6 *^fiS 20 
^1B1 2Ktt^7^A8*sffll$Sh'C 
SBGgSftWfct. SB1B12. 14©»BS«rH3 
©UttflJtCfifo-CtffcH. ><5J>$A8©SJ#4J|2B 
6©JBffi%ia5©SfH«tcS£r)rlTft 4KJ: 9K£ 

t*c4#-c3*. 
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[0 02 7] S7©HlfiWB. SlKteU 

Tg 1 B 4 4$ 2 B 6 4*> hWk* ') 7%m>tc WC 

**. wivmrnt. ai©ni6W©0i®4Rc;^ 
2@6©^tt^)ifrc. ^n^nittte'^fcasftrr*© 
fctnsu »2@©Kaxe-c«^o^*-< haffi^ 

K<M»*S* 9 0SffiS54TSC4ttJ:o-C^«-a 
[0 02 8] (Jt«0la) itBflatt. «u7ZUAY 

sa^eita. BffiMz^Rtfzro.fc^fcSJvc 

5K*jt»rZ r 0,KBias&ShT<,x&l»7*S*6 0 
SS»4JD*. «**10 8,7SaSP4b. ^O^X 

*4h£8SKm w«H2y7a^7JV5^*s©ffl 
j^a%Ai*A i >j tr hn-so 1 8oassp4r*c4 

[0029] (mm) mftb\rr-ck&R<t2ti 
x^z&immmxhzp t -Rh/A i .o.Mii* 

3-y*?4hM-*AtBfcKSj3Lfct>©r*S. p 

t-Rh^«gtto .54mesp-c*o/t. wmmf 
jtewoasittaiisiK^i/. *n-en©ftsssi§tt© 
jH5efem**2K^r. a2tttns83aoi}^KKa©5 
o %mvas&ir;\siL t>©-c* *. 

[0030] 

[«1] 




[003 1] 



t*2] 



i 



(7). 8H¥7-8031 1 



11 * 





flB85 0%iWfc;ffiK CC) 


P^«5 0%«Hbtafi OC) 


CO 


HC 


NOi 


CO 


HC 


NOx 




160 


161 


16 2 


228 


233 


22 1 


mm 


156 


162 


160 


225 


2 38 


2 1 6 


mm 


161 


168 


1 6 7 


231 


24 1 


222 




155 


167 


16 8 


224 


2 34 


2 1 9 


sum 4 


163 


1 7 1 


164 


227 


239 


2 2 6 


3Ulfl4 


166 


176 


16 6 


230 


244 


220 




172 


186 


170 


241 


272 


238 




17 5 


2 0 1 


19 7 


28 3 


284 


26 8 


JtttMb 


192 


207 


19 7 


285 


298 


28 1 



[0032] JStJSS§tt©iSEiBB^E»li«T©«t5«: 

(-bA^OO/lnch 1 ) 3-5>x5W>t! 
ft (ltS3 0mm. £3 5 Omm) tciSfS 3 WcZh? 
ft©i&£TS©*^#*Kr.j§tt*8iJ5£Ufc. 

CO 



:NO. CO. HC (CH.+C.H.) OttlZtltWm 
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